G e rh a rd B rin g m a n n , T h o m a s M a d e r
The title compound 4 was obtained by amidation of 2-amino-5-bromobenzophenone and chloroacetic anhydride. It crystallizes from chloro form in the monoclinic system, space group P2x!n\ a = 2561(1), b = 586.1(1), c = 969.2(6) pm, and ß = 97.18(5)°. An intramolecular hydrogen bond quasi forms an additional six-membered ring.
I n tro d u c tio n a n d S ynthesis F o r sev eral d ecades, th e h etero cy c lic b e n z o d ia z e p in e rin g system has b e e n u sed , i.e. in th e fo rm o f w ell-k n o w n d eriv a tiv e s like d ia z e p a m (1, V ali u m 1 *), m o st successfully as sy n th e tic h y p n o tic s a n d se d a tiv e dru g s [2] . V ery recently, d ia z e p a m (1) a n d h alo g e n -fre e an alo g s have b e e n fo u n d to o c c u r in n a tu re , e.g. in ra t b rain , an d also in p la n t so u rc e s such as p o ta to e s an d ce reals [3] . T his u n e x p e c te d d e te c tio n o f such p rev io u sly m e re ly sy n th e tic c o m p o u n d s in n a tu re w a rra n ts an in v e stig a tio n o f th e b io g en esis o f this b io sy n th etically u n u su a l rin g sys tem . A s a b io sy n th etic p re c u rso r to b e n z o d ia z e p ines, we h ave rec en tly p ro p o se d [4] th e w ellk n o w n [5] m o u ld m e ta b o lite v irid ic atin (2), w hich is p ro d u c e d by sev eral P enicillium sp ecies [6 ] . F o r th e d e v e lo p m e n t o f an efficien t tra c e analy sis of v irid ic atin (2 ) in biological m a trix , th e h ith e r to u n k n o w n 6-b ro m o v irid ica tin (2 ) w as n e e d e d as an in te rn a l an aly tical sta n d a rd . In an a lo g y to a k n o w n synth esis o f virid icatin (2) [7] , 3 w as p la n n e d to be p re p a re d fro m th e b ro m in a te d c h lo ro a c e ta m id e 4 , by tre a tm e n t w ith N a O H . first o f all co n firm s th e c o n s titu tio n o f th e m o le cule as a n tic ip a te d fro m its synthesis. O f in te rest is th e c o n fo rm a tio n a l o rie n ta tio n o f th e tw o a ro m atic rin g s re la tiv e to th e k e to fu n ctio n th a t joins th e m to g e th e r. A p p a re n tly fo r ste ric reaso n s, the a ro m a tic rin g sy stem s c a n n o t both ach iev e a conju g a tiv e sta b ilisa tio n by a d o p tin g a c o p la n a r array w ith re s p e c t to th e ca rb o n y l fu n ctio n : T h e u n su b stitu te d p h e n y l ring C ( ll) -C ( 1 6 ) is clearly tw isted o u t o f th e c a rb o n y l p la n e , w h e re a s th e su b stitu te d C (4 )-C (1 0 ) rin g is n e a rly c o p la n a r w ith th e C = 0 Cu Table I. gro u p , o n e o f th e p ro b a b le re a so n s b ein g th e Nsu b stitu e n t, w h ich can d isp lay its + A /-effect only in th a t c o n fo rm a tio n . T h e o th e r re a so n , as su g g ested by th e r a th e r sh o rt d ista n c e o f 211 p m b e tw ee n 0 ( 6 ) an d H (3 ), s h o u ld be in tra m o le c u la r h y d ro g en b o n d in g th u s fo rm in g a n o th e r p la n a r six -m e m b ered rin g system . T h e N -c h lo ro ac ety l su b stitu e n t, by c o n tra s t, is tw isted o u t o f this plan e.
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